Abstract: Two-dimensional (2D) materials, such as graphene and metal dichalcogenides, are an emerging class of materials, which hold the promise to enable next-generation electronics. Features such as average flake size, shape, concentration, and density of defects are among the most significant properties affecting these materials' functions. Because of the nanoscopic nature of these features, a tool performing morphological and functional characterization on this scale is required. Scanning Probe Microscopy (SPM) techniques offer the possibility to correlate morphology and structure with other significant properties, such as opto-electronic and mechanical properties, in a multilevel characterization at atomic-and nanoscale. This review gives an overview of the different SPM techniques used for the characterization of 2D materials. A basic introduction of the working principles of these methods is provided along with some of the most significant examples reported in the literature. Particular attention is given to those techniques where the scanning probe is not used as a simple imaging tool, but rather as a force sensor with very high sensitivity and resolution.
Introduction
The growing interest in atomically thin two-dimensional (2D) materials, driven by the continuous discovery of new properties and low-dimensional physics, provides fertile ground for revolutionary post-silicon electronics [1] [2] [3] . Graphene is the most studied among 2D materials [4] because of its high ambipolar mobility, unique band structure, and a wealth of interesting properties such as the presence of massless Dirac fermions, the room temperature quantum hall effect, quasiparticle symmetry, chirality, and pseudospin [5] [6] [7] [8] [9] . Other 2D materials, such as transition metal dichalcogenides (TMDs) [10] , have practical applications and fundamental properties complementary to those of graphene [11] . They exhibit atomically sharp interfaces, ultrathin dimensions, flexibility, and large optical effects [12] . Molybdenum disulfide (MoS 2 ), for example, has been tested in proof-of-concept ultrafast field-effect transistors (FETs), optical devices, and flexible electronics [13] [14] [15] . The presence of a band gap in a 6.5 Å thin monolayer MoS 2 makes it suitable for applications in nanoelectronics, allowing for the fabrication of transistors with low power dissipation, high current on/off ratios, and high charge mobility. Various memory devices have been fabricated with 2D materials, showing low power and energy consumption [16] as well as the possibility to be integrated in flexible devices [17] . Memristors based on grain boundaries in single layer MoS 2 devices have shown switching ratios up to~10 3 [18] .
Because of its high resolution and its ability to correlate several properties with the sample morphology at nanoscale [19, 20] , scanning probe microscopy has given a vast and valuable contribution to the understanding of the fundamental properties of graphene and other 2D materials [21] . Despite being a single-atom thick sheet, graphene is not perfectly flat. Corrugations 
Scanning Tunneling Microscopy
In a Scanning Tunneling Microscopy (STM) [29] experiment, a sharp metallic tip is separated by a few angstroms from a conductive sample. When a voltage is applied between the tip and the sample, electrons tunnel between them, producing an electric current, which decays exponentially with increasing tip-sample separation. In a standard operation, the current is kept constant during scanning by a feedback circuit, so that the vertical displacement of the scanner reflects the surface topography and gives true atomic resolution. Tip shape and sharpness are the two most important parameters in imaging surfaces, particularly those with significant topography. STM images invariably include contributions from specimen structure and tip geometry. Thus, the study of the tip's geometry is indispensable in distinguishing between the apparent and the true structure, or to establish the relationship among the tip's geometry, the true surface structure, and the STM image [30] [31] [32] .
The crystal lattice of single-layer graphene has been observed by STM measurements on a wide variety of substrates, such as SiO 2 [33] [34] [35] , SiC [36, 37] , Ir [38] , Pd [39] , Cu [40] , Ru(0001) [41] , and h-BN [42] , showing different degrees of corrugation (Figure 2a,b) . Moreover, STM can also provide information about the density of states of the 2D samples by Scanning Tunneling Spectroscopy (STS) and differential conductance (dI/dV) measurements [43, 44] . STS has allowed for the measurement of the Dirac point of graphene, and has been valuable in demonstrating the correlation between atomic structure, defects, and grain boundaries in the electronic properties of these single-layer crystals [45] [46] [47] . Figure 2c ,d, for example, shows the energy position of the Dirac point, ED, as a function of applied gate voltage, which could be extracted from the conductance minimum in dI/dV measurements of graphene deposited on SiO 2 [34] . An STM tip has been recently used to strain a graphene sample locally, in the form of a small Gaussian bump, and at the same time to map the imbalance of the local density of states (LDOS) at the sublattice level, demonstrating the pseudospin polarization by a pseudomagnetic field [48] .
The applications of 2D materials for thermal management and thermoelectric energy conversion is also an emerging field of investigation. Appropriate nanostructuring and bandgap engineering of graphene can strongly reduce the lattice thermal conductance and enhance the Seebeck coefficient without dramatically degrading the electronic conductance [49] . Atomic-scale mapping of the thermopower of epitaxial graphene has been performed using STM, revealing that the spatial distributions of thermovoltage have a direct correspondence to the electronic density of states, and local thermopower distortions result from the modification of the electronic structure induced by individual defects, such as wrinkles, at the monolayer-bilayer interfaces [50] . [34] ); (e) Height histogram acquired across the graphene-substrate boundary (see inset) of an Atomic Force Microscopy (AFM) image acquired in Non-Contact mode in ultrahigh vacuum (UHV). The data are fit by two Gaussian distributions with means separated by 4.2 Å (adapted from [35] ); (f) The damping of the cantilever oscillation as a function of piezo displacement, recorded by approaching the tip towards the surface of a single graphene flake on silicon oxide substrate (adapted from [51] ).
Atomic Force Microscopy
Atomic Force Microscopy images surfaces using the force exerted between the AFM probe and the sample as the feedback parameter [52] . To obtain an AFM topographic image, the sample is scanned by a tip mounted on a cantilever spring. While scanning, a feedback loop maintains the force between the tip and the sample constant by adjusting pixel by pixel the scanner's height, so that the image is obtained by plotting the height position versus its position on the sample. There are different modes of operation, which differ for the nature of tip motion and tip-sample interaction. Interactions can be attractive or repulsive, ultimately setting the distance between the tip and the sample. In a static mode, i.e., Contact mode, the tip is raster scanned over the sample's surface by maintaining its deflection constant. In dynamic modes, such as Tapping, Non-Contact, and PeakForce Tapping, the tip oscillates and the feedback is given by the amplitude, frequency, or maximum force at the contact point.
The high resolution obtained with Non-Contact AFM has allowed the visualization of ultra-flat graphene monolayers deposited on mica. The apparent roughness in these graphene layers was less than 25 picometres over micrometer lateral length scales, indicating that intrinsic ripples can be strongly suppressed by interfacial van der Waals interactions when this material is supported on an appropriate atomically-flat substrate [35] . Despite the high resolution, which makes AFM able to visualize nanostructures and defects, such as induced nanoripples [53] and adsorbates [54] on graphene, some limitations are still present for the determination of the monolayer thickness.
Contact mode AFM has been used to determine the number of layers of graphene films, but differences in height have been observed between forward and reverse scans. These differences have been attributed to the high lateral forces, such as friction, which play a non-negligible role in influencing the cantilever bending, ultimately resulting in an inaccurate estimation of the thickness. Such forces are negligible in dynamic modes, which are therefore preferred over Contact mode [51] . However, a notable discrepancy in the values for a single-layer thickness measured by dynamic modes AFM is present in the literature, with values ranging from 0.3 to 1.7 nm for single-layer graphene [51, [55] [56] [57] and from 0.6 to 1 nm for MoS 2 [13, 58, 59 ] being attributed to tip-surface interactions and the experimental environment (e.g., physisorbed water and impurities). Using Non-contact atomic force microscopy, Ishigami et al. measured the thickness of a graphene film in ultrahigh vacuum (UHV) and in ambient conditions, showing that the large height measured in ambient conditions is due to a significant presence of atmospheric species under and/or on the graphene film ( Figure 2e ) [35] . The most common mode used to image and measure the thickness of these layered materials is certainly Tapping mode (TM) AFM. Similarly to what generally occurs for nanostructure imaging [60] , the optimization of the free amplitude of oscillation in tapping mode was shown to be critical to a correct single-layer thickness assessment. In this mode, long range attractive forces are responsible for the oscillation damping. When the tip starts to approach the sample, the amplitude decreases linearly. At a certain tip-sample separation, a jump occurs in the amplitude, marking the onset of a region where, upon decreasing the tip-sample distance further, both long range attractive forces and short range repulsive forces act on the tip (Figure 2f) . By looking at the amplitude-displacement curves of single layer graphene, a jump could be indeed observed where two different piezo displacement values corresponded to the same amplitude, the difference being about 1 nm [51] . This implies that if the measurement setpoint is selected in such a way as to coincide with the jump in amplitude, the feedback electronics may produce random switching from one displacement value to the other. After the jump, the damping of the oscillation increases further, and net repulsive forces characterize the tip-sample interaction [61] . Nemes-Incze et al. showed that the amplitude of the tapping cantilever greatly influences the measured height of the very same graphene platelet, so that differences of as much as 1 nm could be observed. They also demonstrated that to gain reliable thickness data, one needs to use a setpoint where the tip scans in the net repulsive regime, where the damping of the cantilever is largely due to the topography of the sample [51] . Likewise, a reversible decrease of the measured height from 1.69 to 0.43 nm was observed when imaging in PeakForce Tapping with loading forces from 1 to 10 nN, with the true value being obtained at higher forces [62] . Significantly, the measured thickness of multilayer graphene flakes was found to be independent of the applied force, with a constant step of 0.3 nm. It was speculated that the water layer between the flakes and the substrate is squeezed when a higher force, that is higher pressure, is exerted on the single layer during imaging. This minimizes the artifact, and allows for a more accurate measurement of the thickness. Both approaches, i.e., Tapping mode in a net repulsive regime and PeakForce Tapping at high contact forces, relying on the use of high forces during imaging, give a method to overcome the limitation of measuring single layers in ambient atmosphere, and therefore achieve a more accurate thickness measurement also in routine lab measurements.
Another fundamental issue is to image grain boundaries in 2D materials. Observing and engineering grain boundaries have been key in controlling the grain sizes, their electronic properties, and the related device performances. A valuable and easy method to observe grain boundaries rely on the combination of selective oxidation and AFM imaging. Selective oxidation is obtained by exposing directly the layers to ultraviolet light irradiation under moisture-rich conditions. The generated oxygen and hydroxyl radicals selectively functionalize defective grain boundaries, causing clear morphological changes at the boundaries, which can be clearly visualized by AFM imaging [63, 64] .
Electrical Modes
When AFM is operated in one of its electrical modes, it is possible to measure local electrical properties together with the sample's topography. These modes of operation make use of metal or metal-coated probes, and enable the application of an additional voltage between the tip and the sample. Electrostatic Force Microscopy (EFM) [65] and Kelvin Probe Force Microscopy (KPFM) [66] measures the contact potential difference or surface potential (SP) of a sample by recording long range electrostatic forces resulting from tip-sample interactions. These techniques provide a contactless electrical mapping of 2D flakes, allowing the extraction of crucial information about thickness, the distribution of the electrical potential and charge, as well as work function at nanoscale [20] . While the EFM method allows mainly for the qualitative mapping of surface potential, the KPFM technique provides quantitative values of the work function difference:
where Φ s and Φ tip are the work functions of the sample and probe, respectively, and V CPD is the contact potential difference directly measured by KPFM. In Conductive Atomic Force Microscopy (C-AFM) [67, 68] , the conductive tip acts as a movable electrode. The voltage is applied between the tip and a counter-electrode in contact with the sample, and a current is measured with high sensitivity, giving information on the local conductivity of the sample. In the simplest configuration, the sample is deposited on top of a conductive substrate and the conductive tip is scanned over such a surface by measuring point by point the current flowing vertically. Conversely, in a horizontal configuration, the sample is deposited on an insulating support and the electrical connection is obtained by laterally patterning a metal electrode. Current can in this way flow through the material, from the biased lateral contact to the movable metal-coated scanning probe tip [19] . In a similar configuration, named Photoconductive Atomic Force Microscopy (PC-AFM) [69] , a light source is additionally used to excite the sample, so that the resulting photocurrent is measured by the AFM probe. For electrical measurements, preventing probe-induced artifacts is very important. To obtain reliable data, the probe should be uniform, i.e., it should not have significant work function variations, and tip changes through tip-sample contact should be avoided. Optimal resolution in KPFM maps is obtained by long and slender but slightly blunt tips on cantilevers of minimal width and surface area [70] . However, tips modified with gold nanoparticles have also shown good resolution and sensitivity for graphene imaging [71] . Conductive tips fabricated by coating commercially available metal-varnished tips with graphene showed very high resistance to both high currents and frictions, leading to much longer lifetimes and preventing false imaging due to tip-sample interaction [72, 73] .
KPFM and EFM have been successfully used to identify the number of layers in epitaxial graphene [74] . Whereas an accurate topographical characterization is hindered by the presence of adsorbates in ambient conditions (see previous section), EFM can provide straightforward identification of the number of layers on the substrate [75] . Quantitative KPFM has revealed that graphene's work function is comparable to that of graphite, that is~4.6 eV, and depends sensitively on the number of layers [76] .
Theoretical studies have shown that the differences in surface potential between monolayers and bilayers can be ascribed to different substrate-induced doping levels [77] . Substrate characteristics, such as terrace width in SiC, can also be a dominating factor in determining the unintentional doping of monolayers [78] . Unique work function variations of graphene line defects, grain boundaries, standing-collapsed wrinkles, and folded wrinkles could be clearly identified by high-resolution KPFM (Figure 3a-c) . Classical and quantum molecular dynamics simulations reveal that the work function distribution of each type of line defect is again originated from the doping effect induced by the substrate [79] . The abrupt change of the cantilever phase (fraction of phase shift >0.9, see Figure 3f ) in the EFM images across a bisecting grain boundary (GB) in MoS 2 memory devices indicated that the electrostatic potential drops primarily at the grain boundary, i.e., the GB is resistive, consistently with the overall higher resistance of a bisecting-GB memristor compared to a bridge-GB memristor. Because the local surface potential and thus resistivity varies as a square root of the variation in the EFM phase signal, it was evaluated that more than 94% of the total device resistance would come from the grain boundary [18] .
The doping caused by adsorbed molecules was also investigated by Pearce et al. [80] , who showed a different sensitivity of monolayers and bilayers to chemical gating by exposing graphene samples to electron donating and withdrawing gases, and monitoring the change in work function via KPFM (Figure 3d ,e). The larger shift in surface potential upon exposure to electron withdrawing and donating gases observed in monolayers rather than double layers was ascribed to the narrower energy dispersion around the Dirac point in graphene single sheets. The stepwise chemical reduction of individual graphene oxide flakes could be observed by monitoring the change of surface charge distribution, which revealed that the oxidized nanoscale domains are reduced by the leaching of sharp oxidized asperities from the surface followed by gradual thinning and the formation of uniformly mixed oxidized and graphitic domains across the entire flake [81] . Finally, electric field-induced changes in the work function of single layers were observed in gate modulated measurements, due to the Fermi level tuning induced by the gate voltage [82] .
C-AFM has been successfully used to obtain spatial mapping of the conductivity of graphene on different substrates [83, 84] . A high imaging contrast was used to distinguish domains of epitaxial graphene from the adjacent SiC surface thanks to strong differences in the tip-sample contact resistance [85] . The local conductance degradation in epitaxial graphene over the SiC substrate steps or at the junction between monolayer and bilayer regions could also be visualized, the degradation at the substrate steps being due to a lower substrate-induced electrostatic doping of graphene over the step sidewall, while that at the junction between the mono-and bilayer regions to the weak wave-function coupling between the monolayer and bilayer bands [86] . Also, by operating in current spectroscopy mode, i.e., by performing local I-V measurements, the Schottky barrier height (SBH) of epitaxial graphene grown on H-SiC was estimated to be 0.36 ± 0.1 eV, which is 0.49 eV lower than the barrier of graphene exfoliated from HOPG and deposited on the same substrate (0.85 ± 0.06 eV). The result was explained as a Fermi-level pinning effect above the Dirac point in epitaxial graphene due to the presence of positively charged states [87] . Similarly, C-AFM allowed the mapping of the spatial inhomogeneities of the SBH and the ideality factor of contacts on MoS 2 , due to spatial variations in the density and energy of MoS 2 surface states, and to correlate local resistivity with local SBH [88] . Spatially resolved SBH maps revealed a substantial conductivity difference between MoS 2 with and without subsurface metal-like defects depending on the tip's work function, with high work function tips showing large spatial variations up to~40% [89] . The nanoscale Schottky barrier distribution at the surface of multilayer MoS 2 could be tailored by varying the incorporated oxygen concentration by O 2 plasma functionalization. Whereas a narrow SBH distribution (0.2-0.3 eV) was measured for pristine MoS 2 , a broader distribution (from 0.2 to 0.8 eV) in the modified one allowed both electrons and holes injection (Figure 4a-c) [90] . An attractive application of electrical mode SPMs is the use of conductive probes to induce electrochemical reactions and to pattern materials in electric field-induced nanolithography processes [91] . Local AFM-tip-induced electrochemical reduction processes were used to pattern conductive pathways on insulating graphene oxide to fabricate micropatterned graphene field-effect transistors featuring high charge-carrier mobilities (Figure 4d,e) [92, 93] . By changing the polarity of the applied voltage between graphene and a conductive AFM tip, hydrogenation and oxidation could be controlled at the nanoscale, and used to fabricate nanostructures such as graphene nanoribbons [94] . Changes due to the electro-reduction process could be monitored directly on a device by KPFM even at single sheet level [95] . The combination of C-AFM and PC-AFM was demonstrated to be convenient and versatile to efficiently examine layer-dependent electronic and optoelectronic characteristics in 2D crystals containing regions of different thicknesses [97, 98] . Current transport mechanisms and photoresponse of mono-and multilayers, as well as heterostructures, could be investigated at the nanoscale junctions. For example, in a fascinating experiment, Son et al. investigated WSe 2 −MoS 2 heterostructures by C-AFM and PC-AFM. By modulating the polarity and magnitude of the applied voltage, the photoresponse could be selectively switched on and off in a portion of the heterostructure crystal, demonstrating the possibility of fabricating high-resolution pixel arrays of switchable photodiodes (Figure 4f,g ) [96] .
Friction Force Microscopy
Friction Force microscopy (FFM) [99] , also known as Lateral Force Microscopy (LFM), can detect lateral force variations on the atomic scale when sliding a sharp tip over a flat surface [100] . The essential feature of the method is that AFM is operated and controlled in the conventional contact mode, but that torsional deformations of the cantilever are monitored. Calculations of quantities such as lateral contact stiffness, friction force, and shear strength are possible after proper calibration procedures [101, 102] . LFM was used to identify graphene on rough substrates, and to map the crystallographic orientation of the domains nondestructively, reproducibly, and at high resolution [103] . The atomic-scale friction of an MoS 2 surface was studied by Fujisawa et al. [104] , confirming the existence of two-dimensionally discrete friction, due to spatially discrete adhesion and jumps corresponding to the lattice periodicity. The nanoscale frictional characteristics of atomically-thin sheets of different 2D materials exfoliated onto a weakly adherent substrate, such as silicon oxide, were compared to those of their bulk counterparts by Lee et al, showing a monotonically increased friction as the number of layers decreased [105] . Interestingly, the use of a strongly adherent substrate, such as mica, suppressed the trend. Different domains differing by their friction characteristics, and having a periodicity of 180 • , were observed on exfoliated monolayer graphene by using angle-dependent scanning, with the friction anisotropy decreasing with an increased applied load (Figure 5a,b) [106] . It was proposed that the domains arise from ripple distortions as a result of anisotropic puckering deformation, due to the tip pushing the ripple crests forward along the scanning direction [105] . 
Force Spectroscopy
In most AFM applications, the image contrast is obtained from the short range repulsion occurring when the electron orbitals of the tip and the sample overlap, in the so-called Born repulsion regime. However, further interactions can occur and can be used to investigate different properties of the materials when AFM is used in Force Spectroscopy mode. The probe is moved towards the sample in the normal direction and the vertical position and the deflection of the cantilever are recorded and converted to force vs. distance curves, from which several kinds of information on the mechanical properties of the samples, such as elastic modulus and breaking strength, can be obtained [109, 110] .
The elastic properties of three-dimensional (3D) materials are commonly described by the elastic modulus E. E is also called Young's modulus when the applied strain is uniaxial, with E = σ/ε, where σ is stress and ε is strain. The maximum tension that a material can withstand represents its tensile strength. Elastic modulus and tensile strength have units of J/m 3 or Pa. In 2D, however, these parameters are normalized by the planar elastic energy, leading to units of J/m 2 or N/m. Although 2D modulus and strength are more suitable to describe 2D materials, for the purpose of comparison between 2D and 3D materials, these 2D parameters are normally converted to 3D ones by dividing the 2D values with the thickness of the sample [111] .
The elastic properties and intrinsic breaking strengths of monolayer graphene membranes were measured for the first time by AFM by Lee et al. in 2008 (see Figure 5c ,d) [107] . For this purpose, graphene flakes were deposited onto a substrate patterned with an array of circular wells. Free-standing monolayer membranes could be obtained to be probed by nanoindentation with the AFM probe. This method has been applied extensively and the principle is described here below.
When the tip radius is r tip < r hole , the load force (F) applied by the AFM tip is related to the deformation geometry of the membrane:
being δ the indentation depth at the center of the membrane, r the hole radius, q a dimensionless constant determined by the Poisson's ratio ν of the membrane, and E 2D and σ 0 2D the 2D modulus and the 2D pretension respectively. The indentation depth is determined by the displacement of the scanning piezo-tube of the AFM (∆z p ) and the deflection of the AFM tip (∆z t ), and the applied load is obtained by multiplying the deflection of the AFM cantilever with its spring constant. E 2D and σ 0
2D
can be derived by a least-square fitting of the experimental force-displacement curve (F(d)). With the same setup, also the maximum stress for a tightly clamped, linear elastic, and circular membrane under a spherical indenter can be calculated as:
where F is the breaking force, and r tip is the tip radius. Accurate quantitative measurements require the calibration of geometrical and mechanical properties of the tip, as well as the choice of a suitable model for describing the cantilever-tip-sample system [112] . The force-displacement behavior for a monolayer graphene was interpreted within a framework of nonlinear elastic stress-strain response and showed a breaking strength of a defect-free layer of 42 N m −1 and a Young's modulus of E = 1.0 TPa (Figure 5d ), representing graphene as the strongest material ever measured, and showing that atomically perfect nanoscale materials can be mechanically tested to deformations well beyond the linear regime [107] . The elastic properties of multilayer flakes with thicknesses (h) varying from 2.4 to 33 nm (8 to 100 layers) could also be extracted from force-distance curves [113] . The extracted bending rigidity was found to increase strongly (proportional to h 3 ) for thicknesses below 10 nm. Thicker flakes were found to have a smaller bending rigidity, possibly because of the presence of stacking defects in the flakes. The stable sp 2 bonds forming the graphene lattice compete against changes in length and angle, yielding a very high tensile energy when strained; at the same time, bending a graphene layer does not lead to significant deformation of the sp 2 bonds, thus resulting in its impressive Young's modulus [114] . However, these properties can be modified by the presence of defects or chemistry. The dependence of the elastic properties of graphene on the presence of defects was addressed by Zandiatashbar et al., who employed a modified oxygen plasma technique to induce defects in pristine graphene in a controlled manner [115] . By looking at the evolution of Raman spectra as a function of sheet defectiveness, they were able to categorize the defects as being predominantly sp 3 -type (partial oxidation), or predominantly vacancy-type. The 2D elastic modulus (E 2D ) was found to remain constant over the sp 3 -type defect regions, indicating that these defects do not appreciably affect the stiffness. In the vacancy-type defect regions, instead, E 2D decreased with increasing defect density, reaching about 30% of the stiffness of the pristine sheet at the maximum exposure time. The breaking strength was found to decrease only about 14% with respect to pristine graphene, meaning that in the sp 3 -type defect regime, the elastic stiffness of defective graphene is not significantly diminished in comparison with its pristine counterpart. Under longer plasma exposure, a significant number of carbon atoms were expected to be physically removed from the graphene lattice, as the density of defects increases and adjacent defects coalesce to form bigger voids or extended cavities, so that a dramatic drop in elastic stiffness and strength was expected. Interestingly, the elastic modulus of highly defective, plasma treated graphene (0.3 TPa) was found to be comparable to that measured by AFM indentation for graphene oxide (GO) (0.256 ± 0.028 TPa) [116] and by topographical AFM imaging of wrinkled flakes (0.23 ± 0.07 TPa) [117] . The latter approach revealed significant local heterogeneity in the in-plane elastic modulus of such materials, which is also evidenced by a certain variability of the value reported by different groups [118, 119] . The discrepancy in the elastic modulus of GO was attributed to defect concentration or clustering of different functional groups. The ring opening of the epoxide functions and the subsequent formation of ether groups in the basal plane of GO was the origin of plasticity and ductility in n-butylamine-modified GO, which showed an elastic modulus 13% lower than that of the original GO [116] . The conductivity of reduced graphene oxide sheets was shown to scale inversely with the elastic modulus. Theoretical predictions confirmed that the sheets with higher elastic modulus and lower conductivity could be assigned to those of higher oxygen content [120] .
The strength of graphene was found to be only slightly reduced by the presence of grain boundaries. Nanoindentation tests showed that fracture loads at the grain boundaries are 20 to 40% smaller than in pristine graphene, representing at most a 15% reduction of the intrinsic strength (Figure 5e,f) [108] . Lee et al. used hierarchical patterning to obtain conformal wrinkling with a soft skin layer [121] . The wrinkle wavelength could be finely controlled by tuning the skin layer's thickness. Force curves measured locally on the peaks of the wrinkles suggested an increase of stiffness with the wavelength, from 14.67 nN/nm for λ~160 nm to 96.97 nN/nm for λ~450 nm. Adhesion forces between the surface and tip were nearly invariant (~10 nN on valleys and~18 nN on peaks) for all of the graphene wrinkles, while a much smaller adhesive force (~3 nN) was expectedly measured on crumples since these features are delaminated from the surface.
Similar studies have also been performed on other 2D membranes. MoS 2 monolayers measured by AFM nanoindentation showed a Young's modulus of 300 GPa [122] , comparable to that of steel, only one third lower than exfoliated graphene, and higher than other 2D crystals such as reduced graphene oxide (0.2 TPa) [120] , hexagonal boron nitride (0.25 TPa) [123] , or carbon nanosheets (10-50 GPa) [124] . The average breaking strength of 23 GPa was found to correspond to the theoretical intrinsic strength of the Mo-S bond, indicating that the material can be highly crystalline and almost free of defects and dislocations [125] . The elastic properties of freely suspended MoS 2 sheets with thicknesses ranging from 5 to 25 layers were also investigated [122] . The thinnest sheets (up to 8 layers) presented strongly nonlinear force-displacement traces, while in sheets thicker than 10 layers the force-displacement traces were linear, indicating a trade-off between a bending-dominated and a stretching-dominated behavior.
It is worth mentioning that SPM nanoindentations do not leave the atomically thin membrane mechanically undisturbed during measurements [126, 127] . Local membrane deformations at the location of the scanning tip are produced. When localized strains are induced in suspended few-layer graphene, the strain distribution under and around the AFM tip could be indeed mapped in situ using hyperspectral Raman imaging via the strain-dependent frequency shifts of the few-layer graphene's G and 2D Raman bands [128] . The contact of the nm-sized scanning probe tip resulted in a two-dimensional strain field with µm dimensions in the suspended membrane. Such deformations and the resulting localized strain distribution in the two-dimensional material can complicate SPM measurement interpretation, and also lead to degradation in the two-dimensional material upon measurement. From a different perspective, in most two-dimensional materials, the application of strain could also lead to changes in opto-electronic properties, which allows for the strain engineering of the material's properties. This opens a way to probe such strain-dependent opto-electronic properties based on the application of localized strain through SPM-based techniques.
Strain Engineering and Piezoresponse Force Microscopy
The possibility of finely tuning material properties is highly desirable for a wide range of applications, and strain engineering has been introduced as an interesting way to achieve it [28] . In bulk materials, however, the tuning range is limited by plastic behavior and low fracture limit due to the presence of defects and dislocations. Atomically-thin membranes instead exhibit high elasticity and breaking strength, which makes them sound candidates for engineering their properties via strain.
When graphene is deformed, the unit cell area of graphene would be changed by stretching or compressing. The strain-induced shift of carbon atoms would affect the band structure and therefore the electronic properties. The carrier density would be decreased or increased, and the Fermi level and the work function would change accordingly. The work function of graphene, measured by KPFM, was found to increase with increasing uniaxial strain, reaching a variation as large as 161 meV under a 7% strain, which can be explained by the strain-induced change of the density of states [129] . The dependence of the work function on strain is closely related to graphene's topography, and could be weakened by the presence of ripples (Figure 6a,b) [129] . The conductivity of graphene, however, could be preserved even under structural deformation. C-AFM measurements on wrinkled graphene showed that the current at a fixed bias was similar across the boundaries between crumples and wrinkle domains with different wavelengths, despite the presence of such defective structures having shown a clear effect on stiffness and adhesion [121] . The effect of mechanical strain on the electrical conductivity of suspended MoS 2 membranes was probed by positioning the AFM tip in the center of a flake connected to two microfabricated electrodes. The nanosheet was deformed by the AFM tip while measuring the current flowing between the electrodes (Figure 6c,d) . The current increased as soon as the membrane began to deform, reaching a value around four times higher at maximum deformation. The effect was reversible, as the current followed the opposite trend and returned to its pre-deformation value as the tip was fully retracted [130] . This observed piezoresistive behavior can be understood in terms of band gap reduction under tensile strain. At different reduction/strain rates, the piezoresistive effect could be also tuned for monolayer, bilayer, and trilayer MoS 2 , because of the different orbital contributions of the band-edge states and their different hybridization [130] . MoS 2 is expected to exhibit piezoelectric effects because of the non-centrosymmetric arrangement of the Mo and S atoms, which develop asymmetrical electrical dipoles when the material is subjected to external stress. For piezoelectric materials, an applied voltage causes an expansion or a contraction of polarized domains, which in turn results in a measurable deflection of the cantilever. This phenomenon is used in Piezoresponse Force Microscopy (PFM) [132] . In PFM, the tip is brought in contact with the surface and the electromechanical response of the surface is detected as the first-harmonic component of the bias induced tip deflection:
where ϕ is the phase, which yields information on the polarization direction below the tip. For cdomains, i.e., when the polarization vector is pointing downward, the application of a positive tip bias results in the expansion of the sample, and the surface oscillations are in phase with the tip voltage, ϕ = 0. For c+ domains, ϕ = 180 • . The amplitude A defines the local electromechanical response and depends on the geometry of the tip-surface system and the material's properties [133, 134] . Vertical piezoresponse from single-layer graphene was observed by PFM. The calculated vertical piezocoefficient was found to be about 1.4 nm/V, which is much higher than that of conventional piezoelectric materials [135] . Atomically-thin graphene nitride also exhibits anomalous piezoelectricity, due to the fact that a stable phase of a sheet features regularly spaced triangular holes, as indicated by ab initio calculations [136] . Directional dependent piezoelectric effects in chemical vapor deposited MoS 2 monolayers were measured through lateral PFM when an electric field was applied laterally across the flakes [131] . The piezoelectric coefficient was found to be 3.78 pm/V in the armchair direction, and 1.38 pm/V in the zigzag direction, clearly revealing its distinct anisotropic piezoresponse in single-crystalline monolayers (Figure 6d ,e).
Conclusions
Two-dimensional (2D) nanosheets are an emerging new class of materials, and new ways to define and quantify their structure-function relationships are required. Features such as average flake size, shape, concentration, and density of defects present at the chemical level are among the most significant properties affecting these materials' function. The wealth of scientific reports described in this review and beyond confirms the usefulness of Scanning Probe Microscopy as an efficient and valuable multilevel tool for atomic-and nanoscale 2D materials characterization, from structural and morphological, to (opto-)electronic and mechanical perspectives.
Because mechanical properties play vital roles in the design of flexible, stretchable, and epidermal electronics that may potentially dominate the future electronics industry [111] , particular attention has been dedicated to this aspect here. The mechanics of 2D atomically-thin materials, their behavior under stress and electrical fields, and the interactions between adjacent sheets, between sheets and a substrate, or between sheets and their environment should be better understood to optimize the level of performance that shall be achieved. Thus, new concepts are required for modeling these materials. The coupling between piezoelectric polarization and semiconductor properties, such as electronic transport and photoresponse, is expected to give rise to unprecedented device characteristics [137, 138] . The emerging fields of piezotronics and piezo-phototronics, which propose new means of manipulating charge-carrier transport in the operation of flexible devices through the application of external mechanical stimuli [139] , demonstrate the need for the correlative characterization of mechanical and electronic properties at the single layer level, therefore opening new opportunities for the unceasing development of SPMs.
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